I. General Information
1 H NMR (400 MHz) and 13 C NMR (125 MHz) were registered on 400 MHz and 500 MHz spectrometers. Chemical shifts were reported in units (ppm) by assigning TMS resonance in the 1 H spectrum as 0.00 ppm, CDCl 3 resonance in the 13 C spectrum as 77.0 ppm. All coupling constants (J values) were reported in Hertz (Hz). NMR analysis was carried out at 298 K unless noted otherwise. HRMS was obtained on an ESI-LC-MS/MS spectrometer.
II. General Procedure
Pd(OAc) 2 (10 mol%) PPh 3 (20 mol%) General procedure : An oven-dried 25 mL schlenk tube charged with Pd(OAc) 2 (0.01 mmol, 2.24 mg), PPh 3 (0.02 mmol, 5.24 mg), Cs 2 CO 3 (0.1 mmol, 32.6 mg) and 2 (0.15 mmol) was refilled with Ar for 3 times. Then a solution of pivalic acid (0.06 mmol, 7 uL) in 0.5 mL of dioxane was added by syringe and the tube was placed in an 110 C oil-bath. A solution of 1 (0.1 mmol) in 1.0 mL of dioxane was added dropwise within 1 h by a syringe pump to the reaction mixture. After reacting for another 1-2 h, the reaction was completed. The crude reaction mixture was extracted with EA (20 mL × 3) and washed with brine (20 mL). The organic phase was concentrated in vacuo and the residue was purified by silica gel flash column chromatography to afford the corresponding amino substituted isoquinolines 3. δ174. 1, 161.8, 138.4, 137.4, 130.8, 130.4, 128.8, 127.8, 126.8, 126.6, 126.2, 125.1, 66.9, 65.9, 60.7, 49.3, 44.5, 35.2, 14. 3, 161.9, 136.2, 135.9, 135.3, 134.3, 131.0, 130.6, 128.6, 128.5, 126.7, 124.9, 66.9, 66.1, 60.7, 49.3, 43.9, 34.7, 21.5, 21 3, 161.9, 149.5, 149.2, 135.3, 134.2, 130.3, 128.3, 127.2, 124.6, 124.4, 123.1, 66.8, 66.1, 60.5, 49.4, 43.7, 34.6, 34.4, 34.3, 31.4, 31.3, 13.9 ; HRMS: calcd for C 31 H 42 N 2 O 3 (M+H + ) 491.3268; found 491.3256. 66.1, 60.8, 49.2, 43.9, 34.9, 13.9 ; HRMS: calcd for C 23 H 24 F 2 N 2 O 3 (M+H + ) 415.1828; found 415.1823. 5, 160.9, 136.4, 135.7, 132.7, 132.6, 132.2, 130.4, 129.9, 127.9, 126.5, 126.3, 66.8, 65.9, 60.9, 49.3, 44.2, 35.2, 14. 4, 167.3, 166.6, 161.2, 143.3, 142.6, 131.4, 130.9, 129.1, 128.9, 128.6, 127.4, 125.2, 66.8, 65.7, 61.0, 52.4, 52.1, 49.2, 44.9, 36 147.2, 147.1, 144.8, 144.6, 131.7, 129.5, 125.9, 125.1, 122.9, 121.1, 66.5, 65.6, 61.3, 49.1, 44.9, 36.5, 13.9 160.6, 140.3, 137.3, 130.8, 129.3, 128.0, 126.8, 126.4, 125.8, 124.4, 67.9, 66.8, 49.2, 44.5, 36.6 161.4, 138.0, 130.1, 128.4, 126.7, 126.0, 125.0, 66.8, 64.6, 60.5, 49.1, 47.4, 37.2, 24.9, 24.2, 23.8, 14. 4, 161.8, 138.6, 130.0, 128.4, 126.5, 125.9, 67.8, 66.8, 60.2, 49.1, 35.7, 33.7, 17.9, 17.6, 14. 4, 162.4, 138.3, 137.6, 130.8, 129.9, 128.6, 127.8, 126.6, 126.5, 126.4, 125.9, 65.9, 60.6, 49.7, 44.5, 35 138.1, 137.5, 130.7, 129.8, 128.4, 127.7, 126.5, 126.3, 125.8, 65.9, 60.5, 49.1, 48.7, 44.3, 35.0, 34.3, 34.1, 31.5, 22.1, 13.9 ; HRMS: calcd for C 25 H 30 N 2 O 2 (M+H + ) 391.2380; found 391.2371. 2, 174.3, 162.1, 138.3, 137.4, 130.8, 130.2, 128.7, 127.9, 126.8, 126.5, 126.3, 125.6, 65.9, 60.7, 60.6, 48.4, 48.0, 44.4, 41.9, 35.1, 28.3, 28.2, 14.4, 14. 3, 161.8, 138.3, 137.5, 130.8, 130.2, 128.7, 127.8, 126.7, 126.5, 126.3, 125.7, 66.0, 60.6, 55.7, 46.4, 46.2, 44.5, 35.3, 30.9, 30.8, 14. 2, 161.4, 138.3, 137.5, 130.8, 130.1, 128.6, 127.8, 126.7, 126.5, 126.2, 125.7, 107.9, 66.1, 64.5, 60.6, 46.5, 44.7, 35.4, 34.8, 14. 1-(4-(tert-butoxycarbonyl)piperazin-1-yl) 155.1, 138.3, 137.3, 130.8, 130.4, 128.7, 127.8, 126.8, 126.5, 126.1, 125.2, 79.9, 65.9, 60.7, 48.5, 44.4, 35.2, 28.6, 14. 6, 160.8, 138.3, 137.8, 130.9, 129.7, 128.4, 127.7, 126.8, 126.5, 126.4, 126.0, 66.5, 60.4, 45.3, 43.6, 35.9, 13.9, 13. 142.6, 138.6, 130.5, 128.7, 128.2, 127.2, 126.7, 126.6, 126.1, 125.0, 66.8, 61.0, 49.2, 37.6, 13.8 138.4, 137.5, 130.8, 130.4, 129.4, 129. 3, 128.0, 126.7, 126.2, 66.8, 60.0, 49.4, 37.7, 32 .0. HRMS calcd for C 21 H 24 N 2 O 2 [M+H] + : 337.1911 + : 337. , Found: 337.1915 . 
III. Characterization Data

3-(3-benzyl-1-morpholino-3,4-dihydroisoquinolin-3-yl)pentan-3-ol (9)
To an oven-dried flask containing 3a (37.8 mg) was added 1.0 mL of anhydrous THF under argon. The mixture was cooled to 0 o C in an ice-water bath. To the solution was 
